Contents 1 H NMR spectra of the crude mixture from reaction of 2a and 1a under air before and after Me2S reduction S2
S2 1 H NMR spectra of the crude mixture from reaction of 2a and 1a under air before and after Me2S reduction Figure S1. 1 H NMR spectra (CDCl3) of the crude mixture obtained from the reaction of 2a and 1a under air before and after Me2S reduction. Chemical shifts of Hb and Hd are reported to be 1.60 ppm [1] and 1.64 ppm [2] respectively. Peaks around 1.2 ppm and 3.5 ppm are due to Et2O (an extraction solvent). A peak around 5.5 ppm is due to Ph3CH (an internal reference).
S3
Cyclic voltammograms and reduction potentials of 2a, 2b, 2c and 2m Figure S2 . Cyclic voltammograms of 2a, 2b, 2c and 2m. S3 . Cyclic voltammogram of 1a + Br -. S8   Table S4 . Electronic energies (E), enthalpies at 298 K (H298), and free energies at 298 K (G298) of neutral and radical anion forms of 2a-2c in atomic unit at the ωB97X-D/6-31+G(d) level.
neutral radical anion -2955.920298 -2955.779561 -2955.825284 -2955.966725 -2955.828699 -2955.877256 2b -2995.232055 -2995.061124 -2995.109475 -2995.279189 -2995.111088 -2995.163855 2c -3034.538455 -3034.338344 -3034.389177 -3034.590323 -3034.392718 -3034.448248 Figure S9 . 1 H NMR chart of 1a + Br -.
in CD3CN S16 1 H NMR charts of selected reaction products and mixtures measured in CDCl3 Figure S10 . entry 1 in Table 1 (reaction of 2a with 1a).
Figure S11. entry 1 in Table 1 (4a prepared by the reaction of 2a with 1a).
S17
Figure S12. entry 4 in Table 2 (reaction of 2b with 1a).
Figure S13. entry7 in Table 2 (reaction of 2c with 1a).
S18
Figure S14. entry 2 in Table 4 (reaction of 2a with 1a in the presence of TEMPO).
Figure S15
. entry 1 in Table 5 (reaction of 2a with 1a in the presence of PhSH). S19 Figure S16 . entry 3 in Table 5 (reaction of 2a with PhSH in the presence of NEt3).
Figure S17
. Table 6 (reaction of 2d with 1a).
S20
Figure S18. Table 6 (reaction of 2e with 1a). Figure S19 . Table 6 (reaction of 2f with 1a). Figure S20 . Table 6 (reaction of 2g with 1a). Figure S21 . Table 6 (reaction of 2h with 1a).
S21
S22 Figure S22 . Table 6 (reaction of 2i with 1a). Figure S23 . Table 6 (reaction of 2j with 1a).
S23 Figure S24 . Table 6 (reaction of 2k with 1a). Figure S25 . Table 6 (reaction of 2l with 1a).
S24 Figure S26 . entry 1 in Table 7 (reaction of 2m with 1a). Figure S27 . entry 1 in Table 7 (4m prepared by the reaction of 2m with 1a).
